Alkyl halide charge transfer complexes with hard Lewis bases.
The unusual charge transfer complexes formed between alkyl halide acceptors and hard Lewis base donors (amines and alcohols) in low dielectric solvent were examined using ultraviolet spectroscopy. The lambda(max) of the complex decreases with increasing ionization potential of the donor. The complex formation equilibria were probed by thermodynamic analysis and concentration variation. At ambient temperatures complex formation is generally slightly exergonic with a negative complexation entropy. The complex extinction coefficients are much lower (<10 l mol(-1) cm(-1)) than for typical charge transfer complexes. These complexes are extraordinary within a classical context since the halide acceptors have a negative electron affinity. They exhibited an atypical hypsochromic shift with increasing solvent dielectric constant.